All the reagents and solvents employed were commercially available and used as supplied without further purification. Cucurbit [8]uril (CB[8]) and 4-(penta(ethylene glycol)methyl)-tetrathiafulvalene (1) were synthesized according to the literature procedures. S1,S2 The electrospray mass data were obtained with a Mariner mass spectrometer at the Korea Basic Science Institute (Daejeon Branch). All the NMR data were recorded on a Bruker DRX500 spectrometer. UV/Vis absorption spectra were recorded on a Hewlett-Packard 8453 diode array spectrophotometer.
2
2+ : To a 1:1 mixture of methyl viologen (5.6 mg, 18 μmol) and 1 (8.2 mg, 18 μmol) in degassed water (20 mL), CB[8]·H 2 SO 4 ·16H 2 O (34 mg, 20 μmol) was added and stirred for 30 min with occasional heating under inert atmosphere. After the undissolved solid was filtered off, the filtrate was slowly evaporated under a reduce pressure to yield 2 2+ ·2Cl -as a yellow solid (37 mg, 89 %). 
2D NMR experiments.
1 H-1 H rotating-frame Overhauser effect spectroscopy (ROESY) experiments were performed on a Bruker DRX500 NMR spectrometer operating at the proton Larmor frequency of 500.23 MHz at 25 °C. ROESY spectra were recorded using the timeproportional-phase-increment method with a mixing time of 0.3 s and a recycle delay of 4 s. Diffusion coefficient measurements were carried out using a 5 mm Bruker QNP probe with an actively shielded z gradient coil. Diffusion coefficients were extracted from a series of 1 H NMR spectra measured by the bipolar pulse longitudinal encode-decode pulse sequence as a function of gradient amplitude. The hydrodynamic volume of a complex was estimated by the ratio V complex /V CB [8] , where V complex and V CB[8] 
Electrochemical experiments.
Electrochemical experiments were performed with a Princeton Applied Research Model 273 multipurpose instrument interfaced to a personal computer. A glassy carbon working electrode (0.07 cm 2 ), a Pt counter electrode, and a saturated calomel electrode (SCE) as a reference electrode separated with a fine glass frit were utilized in a single-compartment cell. The surface of the working electrode was polished with 0.05 m alumina/water slurry on a felt surface and rinsed with purified water prior to electrochemical experiments. All solutions were deoxygenated by purging with argon gas and maintained under an inert atmosphere during the electrochemical experiments. A spectroelectrochemical cell was assembled with a piece of glass sheet and a piece of indium tin oxide (ITO)-coated glass and a spacer film (thickness 200 μm). Electrolysis was achieved by applying a potential to the ITO working electrode. UV/Vis absorption spectra were recorded on a Hewlett-Packard 8453 diode array spectrophotometer. The solution prior to electrolysis was used as a blank reference. 
